adding 0.2 equivalents EthynylMgCl after 30 min. The solution was stirred for further 15 min and the polymer was subsequently precipitated in methanol. The polymer was dried and redissolved in CHCl 3 . The solution was filtered over a short aluminum oxide column to remove residual LiCl and Ni(dppp)Cl 2 , evaporated with the rotary evaporator to get a concentrated solution, and precipitated again in methanol.
Synthesis of P3HT-Akyne 1 and 2: The polymerization was carried out at a monomer:Ni(dppp)Cl 2 ratio of 1: 0.06. The major part of obtained P3HT-Alkyne coupled after precipitation as observed by SEC. The raw product was fractioned to recover the uncoupled product. Two fractions P3HT-Alkyne 1 and 2 were obtained. P3HT-Alkyne 1 with a lower molecular weight was soluble in Acetone and P3HT-Alkyne 2 was soluble in a 1:1 mixture of Acetone:Hexane. Both fractions were freeze dried from benzene and obtained as red sticky solids. The residual polymer contained mainly coupled species and was discarded.
P3HT-Alkyne 1 m = 589 mg, M n,SEC = 2,000 g mol -1 , M n,MALDI = 1,600 g mol -1 , Đ = Synthesis of P3HT-Alkyne 3: The polymerization was carried out at a monomer:Ni(dppp)Cl 2 ratio of 1: 0.02. The polymer was obtained as a dark solid after one additional precipitation in hexane. m = 695 mg, M n,SEC = 9,300 g mol -1 , M n,MALDI = 6,650 g mol -1 , Đ = In a dry 25 ml Schlenk flask 400 mg (2.62 mmol chlorine groups) of polymer 4 was dissolved in 10 mL dimethylformamide and 1.7 g (26.2 mmol) sodium azide was added. The reaction was stirred at room temperature for 24 h. After that 15 mL pentane was added and the mixture was washed twice with distilled water. Dichloromethane was added to the turbid organic layer and the mixture was filtered. The polymer was obtained after precipitation from methanol. 
